General procedure for dioxane dibromide-mediated solvent-free bromination of substituted coumarins (adapted from [2] ):
The general procedure followed the earlier literature [2] . Dioxane dibromide (as required by the stoichiometry mentioned in the main manuscript, Table 1 ) was added in portions to the neat substrate (5 mmol, cooled to 05 °C with ice-water) in an open vessel fitted with a CaCl 2 drying tube and thoroughly mixed with a spoon-headed glass rod. The mixture was allowed to reach ambient temperature and left standing for the indicated time (Table 1) under anhydrous conditions. The entire operation was carried out inside a fume cupboard to drive out the liberated hydrogen bromide fumes. Crushed ice was then added to the reaction mixture, stirred well and allowed to settle. The solid product was filtered, washed successively with saturated aqueous sodium bicarbonate solution and water, and dried to get the product in an almost pure form. The products were purified by column chromatography on silica gel or alumina followed by crystallization.
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Spectral and analytical data of substituted bromocoumarins: 
